LA-UR-19-29758

Approved for public release; distribution is unlimited.

Title:

Author(s):

Intended for:

Issued:

A simple hydride model for cerium ejecta particles
Regele, Jonathan David

Harrison, Alan Kent

Schwarzkopf, John Dennis

Buttler, William Tillman

Report

2019-09-26

ya.

/—7

» Los Alamos
NATIONAL LABORATORY
————— (37.0%4) ~




Disclaimer:
Los Alamos National Laboratory, an affirmative action/equal opportunity employer, is operated by Triad National Security, LLC for the National
Nuclear Security Administration of U.S. Department of Energy under contract 89233218CNA000001. By approving this article, the publisher

recognizes that the U.S. Government retains nonexclusive, royalty-free license to publish or reproduce the published form of this contribution,
or to allow others to do so, for U.S. Government purposes. Los Alamos National Laboratory requests that the publisher identify this article as
work performed under the auspices of the U.S. Department of Energy. Los Alamos National Laboratory strongly supports academic freedom
and a researcher's right to publish; as an institution, however, the Laboratory does not endorse the viewpoint of a publication or guarantee its

technical correctness.



A SIMPLE HYDRIDE MODEL FOR CERIUM EJECTA PARTICLES

JONATHAN D. REGELE, ALAN K. HARRISON, JOHN D. SCHWARZKOPF, WILLIAM T.
BUTTLER

Cerium ejecta particles form after a shock wave impacts a cerium plate with a known
roughness or prescribed surface perturbation. When these particles are ejected into hy-
drogen or deuterium gas the material reacts exothermically and raises the temperature of
the particle relative to the gas. A simple model is developed, assuming that the particle
remains intact and spherical, to capture the heat and mass transfer that occurs during
this process. Model performance is evaluated by comparing with cerium ejecta experi-
ments where the particles are ejected into deuterium gas at initial pressures of 4 and 8
atm. Overall, the model is able to capture the approximately 400 K increase in particle
temperature above the surrounding gas temperature.

INTRODUCTION

Ejecta form from Richtmyer-Meshkov (RM) [1, 2] unstable growth of surface perturba-
tions after being impacted by a shock wave. Analytic models exist [3, 4] to describe the evo-
lution of spikes and bubbles that originate from linear surface perturbations (2D unstable
sheets) or from single dots (3D spikes). These spikes eventually fragment [5, 6, 7, 8, 9] into
individual particles that travel at reasonably well known velocities [4, 10, 11, 12, 13, 14].
The amount of ejecta created is a function of the surface perturbation amplitude and
whether the surface is liquid or solid after shock release [15].

The ejecta size/mass and velocity distributions have been studied in both gases and
vacuum [16, 17, 18, 19, 20, 21, 22, 23, 24, 25, 26, 27, 28]. It’s known [29] that droplets with
sufficiently small Ohnesourge numbers and Weber numbers below a critical value of 11 the
droplets are relatively stable and do not breakup much further. In more recent studies
[30, 31] of shocked cerium and tin in vacuum, helium and deuterium gases, cerium ejecta
particles react with deuterium gas to form cerium dihydride. The exothermic reaction
raises the temperature of the particles relative to the gas temperature by up to 400-500 K.
In these experiments [30, 31] the tin particles are liquid with an observed mean diameter
of 2 um while the cerium particles are solid with a mean diameter of 13um.

A wide range of particle combustion models exist and are summarized in [32, 33, 34]
among others. High ash content coal combustion models assume that a layer of ash grows
around the outer surface of a reacting coal particle as the char-ash interface moves closer to
the particle center. The reaction proceeds as a non-volatile heterogeneous surface reaction.
Schwarzkopf et al. [35] developed a model for cerium hydriding in deuterium gas that
is very similar to the 1-D high ash content model described in [34] where the chemical
reaction is controlled by the rate of diffusion through the outer hydride layer.
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In this work a similar model is developed that accounts for the spherical nature of
the particle along with some other minor differences in model parameters. In section 1,
assumptions are made about how to describe the particle and a model is developed for heat
and mass transfer. Verification and validation are performed in section 2 and conclusions
are made in section 3.

1. MATHEMATICAL MODEL

The evolution of cerium ejecta particles is a function of a number of different physical
processes, including chemical reactions, heat and mass transfer. In order to develop a
simple model of the hydriding process of cerium particles in a deuterium gas, a number of
assumptions must be made to simplify the physics involved for the particle:

the ejecta particles are hydrodynamically stable and spherical

deuterium must diffuse through a solid layer of cerium dihydride before reaching
the unreacted cerium

deuterium diffuses through the dihydride layer in a quasi-steady manner such that
the reaction at the pure cerium surface occurs rapidly

heat conducts much faster inside the particle relative to the surrounding gas so that
the particle temperature can be assumed to be constant.

These assumptions lead to the model illustrated in Fig. 1 where cerium is located in the
center of the particle with radius a and a solid dihydride layer surrounds that region with
radius b. Deuterium must diffuse through the dihydride layer until it reacts rapidly with
the cerium. As the cerium reacts, the volume of cerium radius a retreats as the dihydride
layer advances. The particle is at a constant temperature 7, and the surrounding gas has
a concentration Cy, or mass fraction Y., and temperature 7.

1.1. Molecular diffusion. It is assumed that the particles are spherical, hydrodynami-
cally stable and do not breakup any further. The deuterium gas diffuses through a solid
layer of cerium dihydride where the gas concentration far away from the particle is Cy
or the mass fraction is Y,,. The time unsteady molecular diffusion concentration equation
describing this process is expressed

oC
1 —_—~ =V.-D
(1) 5 V .-DVC
or in terms of mass fraction as
oY
2 — =V -DVY
(2) o =V DV

where C' is the concentration of deuterium anywhere inside the particle, D is the diffusion
coefficient of deuterium through a solid layer of cerium dihydride, and Y is the mass
fraction. If the particle is hydrodynamically stable, it can be assumed that the particles
are at least close to spherical in nature and the laplacian is limited to the radial direction.
Additionally, if the diffusion coefficient is assumed to be constant the above equation
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FIGURE 1. Diagram of an ejecta particle with pure cerium surrounded by
a layer of cerium dihydride.

becomes

(3) o - Plaztiar

Finally, it can be reasonably assumed that the reaction at the cerium surface occurs fast
enough that the reaction is diffusion controlled and the concentration of deuterium at the
cerium/cerium dihydride interface is negligible (Y = 0). This is a common assumption in
particle combustion models [32, 33, 34] and will be employed here. The resulting differential
equation becomes

(4) pd <r2dy> =0.

oY <82Y 28Y)

dr \' dr
The solution for the mass fraction as a function of radius is

(5) Y(r) = yooa“_bb (1 _ 1) .

r a

The mass flux of deuterium reaching the pure cerium surface is evaluated
aY|  _pexYab
dr b—a a

Here pp, is the density of the gas inside the hydride layer, po, is the ambient gas density,
Y. is the ambient gas mass fraction, b is the particle outer radius and a is the radius of
the cerium/cerium dihydride interface. It’s clear that the mass flux G — oo when b = a
or a — 0. When b = a the hydride layer has zero thickness, which suggests that the rate
limiting step at that point in time would be the chemical kinetics on the initially unreacted
cerium surface.

(6) Gp, = —pp,D

r=a
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FIGURE 2. Diagram illustrating the movement of cerium, deuterium and
cerium dihydride relative to the reaction interface highlighted in yellow.
Pure cerium is on the left in green and deuterium diffuses through the solid
cerium dihydride before reaching the reaction interface.

1.2. Reaction model. Cerium reacts with deuterium to form CeDs after which it can
continue to produce CeD3. The second reaction is slower than the first and doesn’t always
run to completion so that the final reaction product becomes CeDay,, where x € [0, 1]
[36]. The details of determining the final product composition is beyond the scope of the
present work, thus only the first reaction is considered at this time. The reaction can then
be written

(7) Ce + Dy — CeDo,

where one deuterium molecule reacts with each cerium atom. In this instance, the mass
stoichiometric coefficient for this reaction is written as a ratio of molecular weights

®) i= e
which can also be related to the ratio of mass flows and mass fluxes

9) i=

Mmce _ Gee

mp, Gp,’
where the mass flux G is the mass flow rate per unit area at the cerium/hydride interface.
The mass stoichiometric coefficient can be used to rewrite Eq. 7 in terms of mass so that

(10) (ikg) Ce + (1kg) Dy — (i + 1kg) CeDs.

Now the mass consumption rate of cerium can be directly related to the mass consumption
rate of deuterium so that

Figure 2 illustrates the flow of the reactant and product species relative to the reaction
front highlighted in yellow. Deuterium diffuses through the solid cerium dihydride layer
and reacts instantly upon reaching the cerium surface. Mass conservation relative to the
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reaction front is written
(12) MeeD, = Mce + Mp,
or in terms of mass flux at the reaction surface
(13) Gcep, = Gee +Gp, .

Cerium dihydride is less dense than pure cerium, which will cause the particle to grow
in size as the particle reacts. While this is not difficult to account for in practice, at this
point the densities in both regions will be assumed to be constant so that the outer radius
of the particle remains constant. In this case, only the inner radius a changes with time.
The mass of cerium inside a sphere is written

4
(14) Mee = pcegwa?’ .

After differentiation with respect to time, the rate of change of cerium mass becomes

d
(15) Moe = pce4ﬂ'a2d—j

and the mass flux at the liquid surface can be evaluated by to be

MCe da

16 G = —=¢ — -
(16) Ce ™ tmaz ~ POu
The mass stoichiometric coefficient is used to find the deuterium mass flux

:pC’edj
iodt’

(1 7) Gp,

The mass flux in Eq. 6 determines the rate at which deuterium diffuses through the
cerium dihydride layer and Eq. 17 describes the rate of change of the cerium radius for
a given mass flux Gp,. After equating Eq. 6 and Eq. 17 an ODE describing the rate of
change of the cerium radius a is obtained

da poo Yoo Db
— =1 -
dt pceb—aa

(18)

The inner radius changes rapidly when a is initially equal to b and when a — 0. One-
dimensional Cartesian models do not have the b/a term on the right and thereby do not
capture the reaction speedup that occurs for small values of a. Otherwise, 1-D models are
nearly identical to this model for most of the particle reaction period. This equation can
be integrated into a parametric expression for ¢ = ¢(a) or solved numerically. It should be
noted that per MD simulations performed by Daniel Sheppard the diffusivity coefficient
increases with temperature.
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1.3. Heat transfer model. It is common in many particle combustion models [32, 34]
to use the lumped capacitance model, which assumes that thermal conduction inside the
particle is much faster than convection into the gas so that the particle temperature can
be assumed to be uniform. Radiation is assumed to be small relative to convection since
the difference in temperature between the two phases is assumed to be small. Convective
heat transfer at the surface of the particle and gas is expressed

(19) Qe = Nurk2b(To, — Tp),

where Q. is the heat transfer rate, Nu is the Nusselt number, k, is the thermal conductivity
of the continuous phase (gas), b is the outer radius, T, is the ambient gas temperature
and T), is the particle temperature. The Ranz-Marshall correlation [37] is a common model
for forced convection over spherical particles [38] for Reynolds numbers up to 5 x 10* and
is written

(20) Nu =2+ 0.6Re}/?Pri/3

where Re, is the particle Reynolds number using the velocity of the particle relative to the
gas and Pr is the Prandtl number.

1.4. Energy Conservation. Energy conservation for a reacting particle with heat trans-
fer can be expressed

(21) Ep = Qr + Qm
where Ep is the rate of change of internal energy associated with the particle mass, Q, is
the heat release from reaction, and (). is the heat transferred to the particle from the gas

given in Eq. 19.
The heat release from reaction can be expressed

(22) Qr = mCeh’r )
where h, is the heat of reaction or the amount of energy per unit mass of cerium released

during a chemical reaction. The heat of reaction is expressed as the difference of product
and reactant enthalpies, i.e.

(23) hr = hp?“Od - hTeaC )

where according to Eq. 7 hpyoq is cerium dihydride’s enthalpy of formation hg)c and hyeqe =0
for both pure cerium and deuterium at STP.
The energy rate of change inside the particle can be written

. dT,
(24) E, = mpcpditp )
where ¢, is the specific heat, dT},/dt is the particle temperature rate of change, and the
particle mass is the sum of all masses inside the particle m, = mce + mcep, + mp,.
Summation of the different terms in Eq. 21 yields

dT, Nu 1
T _ MU T
dt 2 TT(OO b)+ mpcp

mCehr

(25)
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where the thermal response time [38] is defined

2
Ppp(20)
26 _ Pprp e
(26) T T 2k,
where p,, is the mean particle density m,/V}, ¢, is the mean particle specific heat and k.
is the thermal conductivity of the continuous phase (gas).

1.5. Model summary. To summarize, the particle hydride model is described with mass
and energy conservation equations where mass conservation is expressed as an ordinary
differential equation for the cerium particle radius (Eq. 18)

da  poo YooD b

27 — =
(27) dt 1pceb—aa

and energy conservation is written in terms of the particle temperature (Eq. 25)

dI,, Nul
— = ——(Tso — T, .
dt 2 TT( o b)+ mpCp

i ehr
(28) me

The cerium mass consumption rate is found by combining Eq. 6 and 9 with rhe. = A7a?Gee
to obtain

Y,
(29) rce = idmabD pb"o o0

It is assumed that an appropriate momentum conservation equation will be solved simul-
taneously with these two conservation laws.

2. VERIFICATION AND VALIDATION

The proposed model was coded into python to verify that the model behaves as antici-
pated and to perform some initial comparisons with experimental data. The model assumes
the velocity remains constant and does not change, which limits the applicability of the
results to the initial moments after a shock wave has passed. The analysis also focuses on
a single particle, which implies that the multiphase mixture it represents is dilute.

A variety of limiting cases were considered to ensure the equations were coded correctly.
The first includes verifying that non-reacting particle temperatures asymptote to the sur-
rounding gas temperature on a timescale on the order of the thermal relaxation time 7p.
This ensures that the heat transfer model works correctly independent from any reactions.
The second test focuses on the diffusion controlled reaction and ensures that a particle with
diffusion controlled reactions reacts completely in a time that can be computed analytically
to be

1 pce b?
Tr = — —_—.
" 6i pp, DYno
This solution is obtained by integrating Eq. 27 to obtain ¢(a) as a cubic polynomial with

b constant and then evaluating ¢t = 7, with @ = 0. Note that this time is 1/3 the time
obtained assuming a planar diffusion model because the spherical coordinate system causes

(30)
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TABLE 1. Individual input parameters used for the 4 and 8 atm cases.

Initial Gas Pressure [atm] | 4 8
Shocked gas temperature T, [K] | 720 740
Shocked metal temperature T, [K] | 990 990
Shocked gas density ps [kg/m3] | 2.3 4.5

]

]

]l 2. .
Initial particle velocity wu, [mm/us| | 2.39 2.33

]

]

]

Initial gas velocity ug [mm/us] | 1.91 1.86
Relative velocity u, [mm/us] | 0.48 0.47
Offset time to [pus] | 0.85 0.80

Quantity | Symbol Value

Gas specific heat p 7.25 J/kg-K
Metal specific heat | ¢™ 37.7 J/kg-K
Particle diameter b 13 pm
Particle density Pp 6680 kg/m?
Gas thermal Conductivity k. 0.1382 W/m-K

Gas dynamic viscosity Lbe 1.72E-5 Pa-s
CeD; Heat of formation h(} 210E4+6 J/kmol

Particle atomic mass | W), 140 g/mol
Gas atomic mass | W, 4.0 g/mol
Gas specific heat ratio vy 1.4

TABLE 2. Common model parameters used for both the 4 and 8 atm cases.

a 1/a term to appear in Eq. 27, which speeds up the reaction when the particle diameter
becomes small.

Preliminary validation tests were performed by modeling the early stages of cerium ejecta
experiments where the ejecta particles react with Dy gas and show a rise in temperature
relative the the surrounding gas. Complete details on these experiments and the post-
shock conditions calculated using hydrodynamic simulations can be found in [30, 31]. The
experiment consists of a high explosive that sends a shock wave through a cerium plate
that is machined so that ejecta particles are created with a mean diameter of 13um. The
gas chamber where the particles are ejected into contains deuterium gas at 4 and 8 atm.
Table 1 contains the input parameters for each case.

Table 1 also contains the times when the shock emerges from the cerium material into
the deuterium gas. This offset time is used to shift the data so that an accurate temporal
comparison can be made between the model and experiment. It should be noted that
it does take a finite time between when the shock breaks out of the cerium material and
hydrodynamically stable ejecta particles are created. This finite time is not currently taken
into account for comparisons with the model, since it is unclear what these times are.
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FIGURE 3. Particle temperature as a function of time for 4 (left) and 8
(right) atm cases. The initial gas temperatures are 720 K (left) and 740 K
(right).

Table 2 lists the model parameters that are common to both of the 4 and 8 atm
cases such as material properties, heat of formation, molecular mass, etc. The diffu-
sivity of Ds into CeDs is calculated using MD simulations for a range of temperatures
obtained from Dan Sheppard and an expression for the diffusivity can be expressed as
D(T,) =2.083589E-14 -T, ]}'941438. Additionally, Sheppard recommends that this diffusivity
needs to be multiplied by a factor of 3 to account for the rotational symmetry present.
The stoichiometric mass ratio (Eq. 8) is ¢ = 35 and the heat of reaction h, = h(} /W, =
1.5E4+6 J/kg. Most of the metal properties were obtained from [39] and the gas properties
were obtained from [40]. The heat of formation of cerium dihydride was obtained from
Dan Shepard and is consistent with the range of values documented in [36, 41]. Since the
particle mass and diameter are assumed to be constant the mass of the particle is simply
my, = ppmb3 /6 where again p, = pce.

Figure 3 shows the temperature histories for the 4 and 8 atm cases. The experimental
time axis is shifted by the offset time ¢y so that t—ty = 0 corresponds to instantaneous ejecta
production after the shock emerges from the cerium material. Although we are assuming
instantaneous ejecta production for the moment, in reality it will take a finite amount of
time for the Richtmyer-Meshkov spike to destabilize and breakup in to hydrodynamically
stable ejecta droplets. If this creation time were included it would shift the experimental
data further to the left because the model assumes this state from the beginning.

In both cases, the model (solid line) captures roughly the 400-500 K jump in temperature
above the gas temperature (720K for 4atm and 740K for 8atm), but the accuracy varies
between the two. In the 4 atm case, the model passes through the first temperature data
point, but then is consistently lower than the experimental data for the remaining 5 data
points by about 100 K. In the 8 atm case the mean difference between the model and
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experimental data is less and in general the model comes closer to approximating the
experimental data. While the model only passes through the last two data points, the
model is only slightly outside the 3% uncertainty range of the second through fourth data
points.

It should be noted that at this point only a single particle is considered inside of infinite
deuterium gas. In the experiment there is a multiphase mixture of deuterium gas and ejecta
particles that transfer momentum, mass and energy in significant quantities between each
phase. In order to more accurately estimate the particle temperatures, the temperature
rise of the deuterium must be accounted for along with a reduction in the particle relative
velocities. However, at this time, the results are compelling enough to believe that with
the rough approximations used at this point, these additional corrections will likely lead to
more accurate predictions that better capture the transient dynamics of heat release and
energy transfer.

3. CONCLUSIONS

A simple model is developed to capture the exothermic hydride reaction of cerium ma-
terial ejected into a deuterium gas. The model assumes the particle remains spherical, is
hydrodynamically stable and does not breakup beyond its initial size. The hydride reaction
is controlled by diffusion of deuterium through the hydride layer and reacts infinitely fast
at the pure cerium metal surface. Despite the simplicity of the model conditions relative
to the experiment, the model is able to roughly estimate the 400 K increase in particle
temperature above the surrounding gas temperature. It is likely that the transient details
will be better represented when additional details are accounted for such as drag forces,
finite disperse phase volume fraction, gas phase temperature increase and hydride layer
volume expansion.
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